The cationic monoalkylated derivatives of the well-known metalloligand [Pt 2 (-
Introduction
The metalloligand properties of platinum(II) complexes containing the {Pt 2 (-S) 2 } core, primarily phosphine derivatives [Pt 2 (-S) 2 Orange crystals of 3b suitable for an X-ray study were obtained by recrystallisation from dichloromethane-diethyl ether. The structure of the cation is shown in Figure 1 , together with the atom numbering scheme, and selected bond lengths and angles are given in Table 1 . The structure confirms adduct formation, with the HgFc unit coordinated to the formerly free sulfide atom, on the same side of the puckered {Pt 2 S 2 } core as the benzyl group. We have recently carried out an X-ray structure determination on the parent complex 1d 22 and the structure of [Pt 2 (-S)(-SHgFc)(PPh 3 ) 4 ] + has also been previously reported. 17 Together, these complexes provide useful comparisons.
The fold angle (the angle between the two PtS 2 planes) of the {Pt 2 S 2 } core of 3b is 138.1º, which compares extremely favourably with that of 1d (140˚). Unsurprisingly, Positive-ion ESI mass spectra were recorded using a VG Platform II mass spectrometer. Solid samples were prepared for ESI MS analysis by dissolution of the solid product in 2 drops of dichloromethane, followed by dilution with methanol.
Reaction mixtures were analysed directly, following dilution to give a total dissolved solids concentration of ca. 0.1 mg mL -1 . Spectra were typically an average of at least 10 scans and were typically acquired using a cone voltage of 20 V, though in some cases this was varied. Assignment of all major species was confirmed by recording the high resolution isotope pattern of the ion; this was used to confirm the charge on the species.
These were compared with theoretical isotope patterns obtained using the ISOTOPE program.
29
NMR spectra were recorded in CDCl 3 solution (unless otherwise stated) on a Bruker AC300P spectrometer at 300. 
Synthesis of [Pt 2 (-S)(-SOct)(PPh

Synthesis of [Pt 2 (-S)(-SBu)(PPh 3 ) 4 ]BPh 4 1c from BuCl
This complex was prepared similarly to 1b in 16% yield from [Pt 2 (-S) 2 Recrystallisation by vapour diffusion of diethyl ether into a dichloromethane solution produced colourless crystals that were investigated by single-crystal X-ray diffraction;
unfortunately the crystals rapidly lost solvent upon isolation from the mother liquor, and pale yellow (PPh 3 ) reaction solutions were analysed by ESI MS.
X-ray crystallography
Orange crystals of 3b as a dichloromethane solvate were obtained from dichloromethanediethyl ether at room temperature. X-ray intensity data were collected on a Bruker CCD diffractometer using standard procedures and software. Empirical absorption corrections were applied (SADABS). 30 Structures were solved by direct methods and developed and refined on F o 2 using the SHELX programmes 31 operating under WinGX. with solvent molecule(s). This was severely disordered and was modelled as four fractional Cl atoms, summing to two, i.e. equivalent to one CH 2 Cl 2 in total. The C and two H atoms were not included. The structure of 3b is illustrated in Figure 1 , with selected bond parameters summarised in Table 1 . 
